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(57) An object of the present invention is to provide 
a method for the manufacture of a coated material hav- 
ing an appropriate strength, a good light transmitting 
property and a good water repelling property by applying 
to fiber material ready at hand such as Japanese paper, 
western paper, cloth, etc. in view of a property of a fiber 
material such as softness and also to provide a coating 
solution used for the coated material. 



The above object can be achieved by a method for 
the manufacture of a coated material in which a coating 
solution of a silane type is applied to a fiber material and 
hardened/solidified by the action of a catalyst to give a 
coated paper to which an appropriate strength and good 
light transmitting property and water repelling property 
are given and also by a coating solution used therefor. 



Printed by Jouve, 75001 PARIS (FR) 



EP1 179 633 A1 



Description 

BACKGROUND OF THE INVENTION 

5 1 . Field of the Invention 

[0001 ] The present invention relates to a coated material which gives an appropriate strength, a good light transmis- 
sion, good water repelling property and softness and a flame retarding property to a paper material such as Japanese 
paper and western paper or a cloth material such as nonwoven fabric and cloth (hereinafter, all of them will be inclusively 
10 referred to as "fiber material" ) and also to a coating solution used therefor 

2. Description of the Related Art 

[0002] Essentially, any paper material has no light transmitting property except paraffin paper, cellophane paper, etc. 
'5 and, in addition, such a material is weak to water because of the fact that it is paper. Thus, paper having a light trans- 
mitting property which has been known already has a poor water repelling property. If the material is not limited to 
paper, materials having a light transmitting property and a water repelling property are available and they are prepared, 
for example, by spreading a plastic material or a vinyl material into a sheet form. 

[0003] in addition, a paper material is much used for houses and dwellings. For example, with regard to a shoji (a 
20 paper sliding door) used as a partition for Japanese rooms, there have been used a Japanese shop paper, rayon shoji 
paper manufactured by compounding pulp with rayon, polypropylene, etc. in a predetermined ratio, a shoji paper man- 
ufactured by subjecting the rayon shoji paper to a laminating treatment with a plastic film, and a shoji paper manufac- 
tured by subjecting the surface of Japanese paper to a laminating treatment with an acrylate material or a vinyl chloride 
material. 

25 [0004] However, paper having an excellent light transmitting property such as paraffin paper and cellophane paper 
has, first of all, a high hygroscopicity to water having no excellent strength. 

[0005] On the other hand, although a plastic sheet, a vinyl sheet, etc. having a high light transmitting property and 
an excellent water repelling property are able to give higher light transmitting property and better water repelling property 
as compared with paper, their manufacture is to be carried out by means of a factory production and it is not possible 
30 to easily manufacture a substance having a good light transmitting property and an excellent water repelling property 
from the materials which are ready at hand. 

[0006] In addition, in houses and in public facilities such as hotels and inns in recent years, a tough rayon shoji paper 
is used and there is a disadvantage in the rayon shoji paper that static electricity is apt to be generated and dust is apt 
to adhered thereto. Since the rayon shoji paper is relatively resistant to water, it can be cleaned by wiping with wet 

35 cloth although there is a problem that, since it absorbs water when washed, the adhered part is detached. 

[0007] In order to solve the problems as mentioned above, a surface coating by means of the so-called sol-gel 
method has been carried out. Usually, a sol-gel liquid used here is that where tetraalkoxysilane is a main chain and 
an organic substituent is introduced thereinto with an object of giving a water repelling property. In that case, the 
tetraalkoxysilane which is a main chain has a strong inorganic property and, therefore, it is necessary to use the so- 

40 called silane coupling agent represented by a phenyl alkoxysilane for the introduction of an organic substituent. How- 
ever, the so-called silane coupling agent is expensive and, moreover, its effect is not achieved until a certain amount 
is used. Unfortunately, since there is a significant difference in the hydrolyzing speeds between a silane coupling agent 
and a tetraalkoxysilane as the main chain (where the tetraalkoxysilane is quicker), there is a problem that, when a 
silane coupling agent is used in a large amount, the reaction is apt to occur unevenly and the strength of the resulting 

45 coated layer significantly lowers. 

[0008] For solving such a problem, the so-called organic-inorganic hybrid material where an organic substituent is 
directly introduced into a silicon atom has been synthesized and used. Although the above object can be well achieved 
by the organic-inorganic hybrid material, its synthesis is difficult whereby there is a disadvantage that it is an expensive 
material. 

so [0009] In order to solve the above problem, the present applicant also proposed a coated paper, etc. where a certain 
compounded solution (coating solution) containing boron ion and halogen ion as catalysts necessary for hardening 
the sol-gel liquid is applied to paper, nonwoven fabric, etc. so that a good water repelling property, etc. are given to 
such a material (Japanese Patent No. 3020934). However, in the case of the said coated paper, etc., neutralization of 
the paper takes place and that is not always suitable for a long-term preservation of paper since halogen ion is contained 

55 jn the coating solution. 

[0010] In addition, in the case of the coated paper, etc. mentioned in the Japanese Patent No. 3020934, the coated 
layer is only composed of a network where all of four bonds of silicon atom are in a hard siloxane bond. There is another 
problem that, although the surface of the coated paper is as hard as ceramics, it is fragile as well whereby, when a 
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fiber material such as paper having softness is coated by that, the softness of the fiber material is lost. 



SUMMARY OF THE INVENTION 



10 



[001 1] In view of such properties of the fiber material, etc., an object of the present invention is to provide a coated 
material having an appropriate strength, a good light transmitting property and a good water repelling property by 
applying to a fiber material ready at hand such as Japanese paper, western paper, cloth, etc. and also to provide a 
coating solution used for the coated material. 

[0012] The invention of claim 1 of the present application conducted for achieving the above object is a coated 
material, characterized in that, a surface is formed where a coating solution of a silane type mainly comprising a com- 
pound represented by the formula 1 is applied to a fiber material and hardened/solidified by the action of a catalyst. 



15 



R 4 



20 



R 1 O- 



I 



Si- O — R 3 



(1) 



n 



25 (in the formula 1 , Rj , Rg, R3 and R 4 may be same or different and each is hydrogen or an alkyl group having 1 -4 carbon 
(s)). 

[0013] The invention of claim 2 of the present application relates to the invention of the above claim 1 and is the 
coated material according to claim 1 , wherein the surface is formed where, prior to the application of the coating solution, 
the said fiber material is dipped in alcohol and dried and ultraviolet ray is further irradiated thereto. The invention of 

30 claim 3 of the present application relates to the invention of the above claim 1 and is the coated material according to 
claim 1 , wherein the surface is formed where a hydrolyzable organic metal compound is used as a catalyst for hard- 
ening/solidifying the said coating solution of a silane type. The invention of claim 4 of the present application relates 
to the invention of the above claim 3 and is the coated material according to claim 3, wherein the surface is formed 
where one or more organometallic compound(s) selected from a group consisting of titanium, zirconium, aluminum 

35 and tin is/are used as the said hydrolyzable organometallic compound. 

[0014] The invention of claim 5 of the present application relates to the invention of the above claim 1 and is the 
coated material according to claim 1 , wherein the surface is formed where, in addition to the above-mentioned main 
component, a coating solution containing a compound represented by the formula 2 having three hydrolyzable sub- 
stituents and one un hydrolyzable substituent is used as the said coating solution of a silane type. 

40 
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(in the formula 2, R 5 , Rg and R 7 may be same or different and each is a monomer comprising hydrogen, an alkyl group 
55 or an alkenyl group; a bond of R s O, R e O and RyO to Si is an oligomer comprising a siloxane bond; and R 8 is an alkenyl 
group or a phenyl group which may contain en epoxy group or a glycidyl group in a molecule) 
[0015] The invention of claim 6 of the present application relates to the invention of the above claim 1 and is the 
coated material according to claim 1 , wherein the surface is formed where, in addition to the above-mentioned main 
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component, a coating solution containing a compound represented by the formula 3 having two hydrolyzable substit- 
uents and two unhydrolyzable substituents is used as the said coating solution of a silane type. 



R12 



Si— OR i i O) 



1 0 

(in the formula 3, Rg and may be same or different and each is a monomer comprising hydrogen, an alkyl group 
or an alkenyl group; a bond of RgO and R^O to Si is an oligomer comprising a siloxane bond; and R 10 and R 12 each 
is an alkyl group, an alkenyl group or a phenyl group which may contain en epoxy group or a glycidyl group in a molecule) 
[0016] The invention of claim 7 of the present application is the coated material according to claim 1 , wherein the 
20 surface is formed where, in addition to the above-mentioned main component, a coating solution containing the com- 
pound represented by the formula 2 and the compound represented by the formula 3 is used as the said coating solution 
of a silane type. 



10 



RgO — 



F 



25 



R 8 



30 



R5O 



Si — OR 7 



(2) 



R 6 0 



35 



40 



45 



Rl 2 



R9O Si — OR 1 1 



(3) 



Rio 



so (in the formula 2 R 5 , and Ry may be same or different and each is a monomer comprising hydrogen, an alkyl group 
or an alkenyl group; a bond of R s O, R e O and RyO to Si is an oligomer comprising a siloxane bond; and R 8 is an alkyl 
group, an alkenyl group or a phenyl group which may contain en epoxy group or a glycidyl group in a molecule; and 
in the formula 3, R 9 and R^ may be same or different and each is a monomer comprising hydrogen, an alkyl group or 
an alkenyl group; a bond of RgO and R t1 0 to Si is an oligomer comprising a siloxane bond; and R 10 and R 12 each is 

55 an alkyl group, an alkenyl group or a phenyl group which may contain en epoxy group or a glycidyl group in a molecule) 
[0017] The invention of claim 8 of the present application is a coating solution of a silane type for giving an appropriate 
strength and good light transmitting and water repelling properties to a fiber material where the said coating solution 
contains the main component compound represented by the above formula 1 and a catalyst for hardening/solidifying 
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thereof. The invention of claim 9 of the present application relates to the invention of the above claim 8, wherein the 
catalyst for hardening/solidifying the said coating solution of a silane type is a hydrolyzable organometallic compound. 
The invention of claim 10 of the present application relates to the invention of claim 9, wherein the hydrolyzable orga- 
nometallic compound is one or more organometallic compound(s) selected from a group consisting of titanium, zirco- 

5 nium, aluminum and tin. 

[001 8J The invention of claim 11 of the present application relates to the invention of the claim 8, wherein the coating 
solution of a silane type contains a compound represented by the formula 2 having three hydrolyzable substituents 
and one un hydrolyzable substituent in addition to the above main component. The invention of claim 12 of the present 
application relates to the invention of the claim 8, wherein the coating solution of a silane type contains a compound 

10 represented by the formula 3 having two hydrolyzable substituents and two unhydrolyzable substituents in addition to 
the above main component. 

[001 9] The invention of claim 1 3 of the present application relates to the invention of the claim 8, wherein the coating 
solution of a silane type contains the compound represented by the above-mentioned formula 2 and the compound 
represented by the above-mentioned formula 3 in addition to the above main component. The present invention will 
15 now be illustrated in detail as hereunder. 

BRIEF DESCRIPTION OF THE DRAWING 

[0020] Fig. 1 is to illustrate the testing apparatus used for the evaluation of the water repelling property. 

20 

DETAILED DESCRIPTION OF PREFERRED EMBODIMENTS 

[0021] In the present invention, a fiber material is coated with a compound where, as shown in the formula 1, a 
repeating unit in which one of four substituents of silicon atom is substituted with an unhydrolyzable substituent is 
25 contained whereby the problems in the prior art is solved. As compared with the conventionally used compounds, the 
compound of the formula 1 has less one strong siloxane bond between the adjacent silicon atom and such an un reacted 
bond according thereto remains in the so-called unsettled state whereby the softness of the coated layer can be retained 
and, as a result, the softness of the coated material can be retained. 

[0022] In addition, since R 4 in the formula 1 is not hydrolyzed even when the compound of the formula 1 is hydrolyzed 
30 and polycondensed later, an organic property is given to the manufactured coated layer and, as a result, an organic 
property or, in other words, a water repelling property is given to the coated material. 

[0023] As such, as compared with tetraalkoxysilane which is less expensive but has a strong inorganic property, the 
material (monomer) for preparing the compound of the formula 1 can be purchased at a low cost in the similar degree 
to the above. Accordingly, when the compound of the formula 1 is used, it is now possible to manufacture a coated 
35 material having a layer having a sufficient organic property and also a sufficient strength even if the expensive silane 
coupling agent is not used together. As such, the invention of the present application is characteristic in using the 
compound represented by the formula 1 for achieving the above-mentioned object. 

[0024] In the invention of the present application, a fiber material represented by a paper material such as Japanese 
paper and western paper and a cloth material such as nonwoven fabric and cloth is applied with a coating solution 
40 mainly comprising a compound represented by the formula 1 and the solution is hardened and solidified by the action 
of a catalyst. R 1( R 2 and R3 in the formula 1 may be same or different and each is hydrogen or an alkyl group having 
1 -4 carbon (s) while n is preferably 2-10. 

[0025] Such a compound may be manufactured by a condensation of a monomer (such as methyltrimethoxysilane). 
The reason why the repetition (n) of the main chain is 2-10 is that, if a monomer (n=1) is used, the polymerization 

45 thereof is time-consuming and it is difficult to manufacture a coated layer having a sufficient strength within a short 
time. On the other hand, when n is 11 or more, numbers of a alkoxy group, etc. for polymerization on the fiber material 
after applying on the fiber material are insufficient whereby it is difficult to manufacture a coated membrane having a 
sufficient strength. Accordingly, the preferred substance in the invention of the present application is a condensate 
where n is 2-10 or, particularly, n is 2-8. 

so [0026] Generally speaking, in the synthesis of a condensate of the formula 1 from a monomer, it is substantially 
impossible from a technical viewpoint to correctly control its degree of polymerization. Accordingly, the use of a sub- 
stance where n is 2-10 or, preferably, n is 2-8 in the invention of the present application means that a coating solution 
which mainly comprises the substance where n is 2-10 or, preferably, 2-8 in view of distribution of degree of polymer- 
ization is used and, therefore, there is no problem even if a substance where n is 11 or more, for example, is contained 

55 therein. 

[0027] Specific examples of the compound represented by the formula 1 are condensates such as methyltrimethox- 
ysilane, ethyltrimethoxysilane, propyltrimethoxysilane, butyltrimethoxysilane, methyltriethoxysilane, ethyltriethoxysi- 
lane, propyltriethoxysilane, butyltriethoxysilane, methyltripropoxysilane and ethyltripropoxysilane. Incidentally, the 
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compound of the formula 1 may be a condensate of only one kind of such a monomer or may be a condensate of two 
or more of the above-exemplified monomers. 

[0028] The primitive role of the unhydrolyzable substituent (R 4 ) in the compound of the formula 1 is to give a softness 
to a coated layer and, if a water repelling property is to be given to the coated layer as well, R 4 is an alky I group. 

5 Generally, in an organic substituent, the more the carbon numbers, the more the organic property or the water repelling 
property but, when the carbon numbers are too much, strain is resulted in the coated layer due to a steric hindrance 
causing a deterioration in the layer strength. Accordingly, it is preferred to decide the carbon numbers of the alkyl group 
and also the type and the quantity of each monomer constituting the compound (condensate) of the formula 1 by 
carrying out a preliminary manufacturing test, etc. by referring to the Examples, etc. of the specification of the present 

io application. Incidentally, it is also possible to give a water repelling property to the coated layer by adding a compound 
of the formula 2 or 3 which will be mentioned later and, therefore, it is not essential that R 4 in the compound of the 
formula 1 is an alkyl group. 

[0029] With regard to a catalyst for hardening and solidifying the compound of the formula 1 , any commonly-used 
catalyst may be used without particular limitation. In the case of an acid catalyst, the examples are hydrochloric acid, 
is nitric acid, sulfuric acid, phosphoric acid, formic acid and acetic acid. In the case of a basic catalyst, the examples are 
ammonia, tetramethylammonium hydroxide, 2-hydroxyethyltrimethylammonium hydroxide, ethanolamine, dieth- 
anolamine and triethanolamine. When such a common catalyst is used, water of reaction is made to coexist for hard- 
ening/solidifying the compound of the formula 1 . 

[0030] As such, the coating solution provided by the present invention contains a compound of the formula 1 , a 
20 catalyst and water of reaction. When it is used in a common way, there is no particular problem but, when it is preserved 
for a long term, there is a problem that the coating solution is apt to become a gel due to the water of reaction. In order 
to solve that, it is recommended to use a hydrolyzable organometallic compound as a catalyst instead of the above- 
mentioned conventional catalyst. When the hydrolyzable organometallic compound is used, the coexistence of the 
water of reaction is not necessary and that is favorable in view of stability for a long-term preservation. 
25 [0031] When an organometallic compound is mixed with a compound of the formula 1 and the resulting coating 
solution is applied to a fiber material such as paper, it absorbs moisture on the paper or moisture (damp) in the air and 
the organometallic compound hydrolyses by itself. At that time, a network is formed with the compound of the formula 
1 whereby the compound of the formula 1 is hardened/solidified. Examples of he organometallic compound which is 
preferably used in the invention of the present application are those containing titanium, zirconium, aluminum or tin. 
30 To be more specific, tetrapropoxy titanate, tetrabutoxy titanate, tetrapropoxy zirconate, tetrabutoxy zirconate, tripropoxy 
aluminate, aluminum acetylacetonate, dibutyltin diacetate and dibutyltin dilaurate. 

[0032] Further, an organic solvent may be added to the coating solution of the invention of the present application 
so that the compound of the formula 1 , the catalyst and water of reaction which is needed in some cases are homo- 
geneously mixed. Examples of the organic solvent used for such an object are alcohol compounds. To be more specific, 

35 methanol, ethanol, propanol, isopropanol, butanol, pentanol and hexanol may be exemplified. It is also possible to 
adjust the viscosity and the drying speed of the coating solution by controlling its adding amount. 
[0033] With an object of such a control, it is particularly preferred to use an organic solvent having high viscosity and 
boiling point such as glycols (for example, ethylene glycol, propylene glycol, diethylene glycol, polyethylene glycol, 
dipropylene glycol and polypropylene glycol) and cellosotves (for example, methoxyethanol, propoxyethanol, butox- 

40 yethanol, methoxypropanol, ethoxypropanol, propoxypropanol and butoxypropanol) either solely or jointly. It goes with- 
out saying that the already-mentioned alcohol may be added together with the above-mentioned one or more organic 
solvents) having high viscosity and boiling point. When an object is to adjust the viscosity and the drying speed of the 
coating solution, the same effect can be achieved not only by the above-mentioned organic solvent but also by a 
surface-active agent. 

45 [0034] Especially in the case of the above-mentioned glycols and cellosolves, they have hydroxy I groups in a mol- 
ecule and, therefore, they may be introduced into a network of the siloxane bond formed by the condensation reaction 
of the compound of the formula 1 . Since glycols and cellosolvs have an organic property, there is an increase in the 
organic property of the resulting coated layer or, in other words, there is an increase in the organic property of the 
coated material as a result of such an introduction. 

so [0035] In the method for the manufacture of a coated material according to the invention of the present application, 
a fiber material is cut at first, then processed in an optional size and shape and applied with the above-mentioned 
coating solution of the invention of the present application. With regard to a specific method of application, there is no 
particular limitation and it may be carried out, for example, by dipping a fiber material in a coating solution, by applying 
a coating solution to a fiber material or by spraying a coating solution to a fiber material. 

55 [0036] In the invention of the present application, a coated material can be manufactured using, for example, a 
product prepared by making the fiber of a bark into paper followed by drying, a high-class hand-made Japanese paper, 
an ordinary Japanese paper, western paper or yuzen paper (Japanese printed paper) manufactured by a machine, 
fiber made from n on woven fabric or an ordinary cloth as a fiber material. When a fiber material is subjected to a certain 
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pretreatment before applying a coating solution, bonding of the fiber material surface to the coated layer can be made 
reinforced as compared with that which is not subjected to the said pretreatment. 

[0037] An example of such a pretreatment is that a fiber material is dipped for about 30 minutes in isopropyl alcohol 
having a purity of as high as about 98%, then allowed to stand at a high temperature of about 1 00°C to completely dry 
and, after that, irradiated with ultraviolet ray for about 30 minutes. 

[0038] When a coating solution is applied to a fiber material which is or is not subjected to the certain pretreatment 
as mentioned above, the compound of the formula 1 1s hydrolyzed and a siloxane bond (Si-O-Si) is formed via a reaction 
as shown in (1) to (3) of the following reaction formulae 1 . 
[0039] Reaction Formulae 1 : 

(1) Si-OR + H 2 0 -> Si-OH + ROH 

(2) Si-OH + HO-Si Si-O-Si + H 2 0 

(3) Si-OH + RO-Si -> Si-O-Si + ROH 

20 [0040] The bonding energy of Si-0 in the resulting siloxane bond (Si-O-Si) as such is 1 06 kcal/mol while the bonding 
energy of C-C bond which is a typical bond in organic compounds is 82.6 kcal/mol. It is therefore understood that the 
coated layer of a glassy quality having a siloxane bond produced by hydrolysis of a compound of the formula 1 has 
far more thermally stable bond as compared with organic compounds. Due to the said thermally stable bond, the coated 
layer which is formed by the invention of the present application becomes excellent in terms of heat resistance and 

25 abrasion resistance and, as a result, it is possible to manufacture a coated material having excellent resistance to heat 
and to abrasion. 

[0041] When the coating solution of the invention of the present application contains the above-mentioned organo- 
metallic compound (such as tetrabutoxy titanium) as a catalyst, the reactions of (1 ) to (3) in the above reaction formulae 
1 proceed even when water of reaction is not contained in the coating solution and, to be more precise, the reaction 
30 at that time is as shown in (4) and (5) in the following reaction formulae 2. 
[0042] Reaction Formulae 2: 

(4) Ti-OR + H z O -> Ti-OH + ROH 

35 

(5) Ti-OH + RO-Si -> Ti-O-Si 

[0043] As a result of introduction of the Tl-O bond into the coated layer as mentioned above, resistance to heat and 
40 to abrasion can be further improved as compared with a coated layer solely comprising a siloxane bond. When an 
organometallic compound is used as a catalyst as such, it is not necessary that water of reaction is made to coexist 
and, in addition, resistance of the coated layer to heat and to abrasion can be further improved whereby resistance of 
the coated material to heat and to abrasion can be far stronger. 

[0044] In the invention of the present application, a coating solution containing a compound of the formula 2 in addition 
45 to the compound of the formula 1 is used and, as a result, it is possible to newly add a property of the compound of 
the formula 2 such as an organic property or to potentiate a property such as an organic property as compared with 
the coated material manufactured without the use of the above-mentioned coating solution. The compound of the 
formula 2 which is added with such an object is a compound where three of the four substituents are hydrolyzable 
while the remaining one is an unhydrolyzable substituent. 
so [0045] In the formula 2, R 5 , R 6 and R 7 may be same or different and each is a monomer comprising hydrogen or an 
alkyl oralkenyl group having 1-10 carbon (s); a bond of R 5 0, R e O and R 7 0 with Si is an oligomer comprising a siloxane 
bond; and R 8 is an alkyl or alkenyl group having 1 -1 0 carbon(s) or a phenyl group which may contain an epoxy group 
or a glycidyl group in its molecule. 

[0046] Specific examples of the compound of the formula 2 are vinyltrimethoxysilane, phenyltrimethoxysilane, 
55 y-(methacry loxypropyl)trimethoxysilane, Y-glycidoxypropyltrimethoxysilane, aminopropyltrimethoxysilane, fJ-(3,4-epox- 
ycyclohexyl)ethyftrimethoxysilane, vinyltriethoxysilane, phenyltriethoxysilane, Y"(methacryloxypropyl)triethoxysilane, 
y-glycidoxypropyltriethoxysilane, aminopropyltriethoxysilane and vinyltris(p-methoxyethoxy)silane as well as conden- 
sates of about 2 to 1 0 molecules thereof. 
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[0047] Incidentally, the compound of the formula 2 may be two or more kinds of such monomers. When a condensate 
of two or more molecules is used as the compound of the formula 2, that may be a condensate of two or more of such 
monomers. 

[0048] It is also possible in the invention of the present application that a coating solution to which a compound of 
5 the formula 3 is further added is used in addition to a coating solution containing a compound of the formula 1 or a 
coating solution containing both compounds of the formulae 1 and 2 whereby a property of the compound of the formula 
3 such as an organic property is newly given or a property such as an organic property is potentiated as compared 
with a coated material which is manufactured without the use of it. 

[0049] The compound of the formula 3 is a compound where, among the four substituents, two are hydrolyzable 
10 substituents while other two are unhydrolyzable substituents. In the formula 3, R 9 and R^ may be same or different 
and each is a monomer comprising a hydrogen atom or an alkyl oralkenyl group having 1-10 carbon(s); bond of R g O 
and R^O with Si is an oligomer comprising a siloxane bond; and R 10 and R 12 each is an alkyl or alkenyl group having 
1 -1 0 carbon(s) or a phenyl group having an epoxy group or a glycidyl group in its molecule. 

[0050] Specific examples of the compound represented by the formula 3 are dimethyldimethoxysilane, dimethyldi- 
15 ethoxysilane, diethyldimethoxysilane, diethyldiethoxysilane, diphenyldimethoxysilane, diphenyldiethoxysilane, meth- 
ylvinyldimethoxysilane and methylvinyldiethoxysilane as well as condensates comprising about 2-1 0 molecules thereof . 
Incidentally, the compound of the formula 3 may be two or more kinds of such monomers. When a condensate of two 
or more molecules is used as the compound of the formula 3, that may be a condensate of two or more of such 
monomers. 

20 [0051 ] When any of the compounds of the formula 2 and formula 3 as mentioned above is added to a coating solution, 
it is possible to increase an organic property of the coating solution while, when both compounds of the formulae 2 
and 3 are added to the coating solution, the organic property of the coated layer can be further improved and, as a 
result, a water repelling property, etc. of the coated material can be further improved as well. 
[0052] It is preferred that, in general, the compound of the formula 2 and/or the compound of the formula 3 are/is 

25 added to the coating solution in such an amount that the total amount does not exceed 50% of the compound of the 
formula 1 which is the main component of the coating solution. When the total adding amount exceeds that range, 
bonding with the compound of the formula 1 which is the main component does not well take place when the coating 
solution is applied to a fiber material whereby there is possibility that the strength of the coated layer is insufficient. 
Accordingly, in the case of actual addition of the compound of the formula 2 and/or the compound of the formula 3, it 

30 is recommended that, taking the fact that the strength of the coated layer lowers depending upon the adding amount 
into consideration, the addition is kept minimum after elucidating the adding amount by which the object can be achieved 
as a result of a preliminary manufacturing test, etc. by referring to the Examples of the specification of the present 
application. 

[0053] The primary role of the unhydrolyzable substituents (R 8 , R 10 and R 12 ) in the compound of the formula 2 and 
35 the compound of the formula 3 is to give softness to the coated layer and, since they are organic substituents such as 
an alkyl group, they also play a role of giving a water repelling property to the coated layer. Generally, in the organic 
substituents, the more the carbon numbers, the more the organic property or the water repelling property while, when 
the carbon numbers are too many, a strain is resulted in the coated layer due to a steric hindrance causing a lowering 
of the strength of the layer. Accordingly, it is recommended that the carbon numbers of the organic substituent and the 
40 type and the quantity of each of the monomers constituting the compound of the formula 2 and/or the compound of 
the formula 3 (condensate) are elucidated after carrying out a preliminary manufacturing test, etc. by referring to the 
Examples, etc. of the specification of the present application. 

[0054] A siloxane bond which has a strong resistance to heat and to abrasion is, on the other hand, the so-called 
"hard" bond as well. Due to the said "hardness", it is possible to give a resistance to abrasion to a fiber material such 

45 as paper upon application to the said material. However, a fiber material such as paper is characteristic by its softness 
and a coated material is sometimes requested to have the softness as same as paper, etc. which is a material therefor. 
[0055] In a sol-gel coating solution which has been commonly used already, tetraalkoxysilane (Si(OR>4) or an oli- 
gomer thereof is used as a starting material. When a coated layer is formed by its complete hydrolysis reaction ((1) to 
(3) in the already-mentioned formula 1), ail of the four bonds of silicon atom form a network of a hard siloxane bond 

so giving a layer which is as hard as ceramics but is fragile without softness and, therefore, it has been practically impos- 
sible to manufacture a coated material where the softness of paper, etc. is well utilized. 

[0056] According to the invention of the present application however, a compound of the formula 1 where one of the 
four substituents for silicon atom is not hydrolyzable is used as a main component of the coating solution whereby the 
above problem is solved. Moreover, according to the invention of the present application, a compound of the formula 
55 2 and the compound of the formula 3 having one and two unhydrolyzable substituent(s) respectively are added to the 
coating solution whereby it is possible to further increase the softness, etc. 
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DETAILED DESCRIPTION OF PREFERRED EMBODIMENTS 

[0057] The invention of the present application will now be further illustrated by way of the following Examples al- 
though those Examples are just examples and they are not intended to limit the invention of the present application. 

5 

Example 1 . Manufacture of Alkoxysilane Condensates. 

[0058] A methyltrimethoxysilane condensate (MTM), an ethyltrimethoxysilane condensate (ETM) and a methyltri- 
ethoxysilane condensate (MTE) were synthesized as follows. 

10 

(1) Synthesis of MTM. 

To a 500-ml three-necked flask were added 181 g of m ethyltrimethoxysilane, 50 g of methanol and 1 8 g of 
pure water followed by well stirring. Then 2 g of 61% nitric acid were added, the mixture was heated to reflux for 
3 hours with stirring and, after completion of the reaction, methanol was removed by making the inner part of the 
15 reactor vacuum with heating. The MTM prepared as such is mainly composed of trimer to tetramer according to 

a gas chromatographic analysis. # 

(2) Synthesis of ETM. 

To a 500-ml three-necked flask were added 200 g of ethyltrimethoxysilane, 50 g of methanol and 1 8 g of pure 
water followed by well stirring. Then 2 g of 61 % nitric acid were added, the mixture was heated to reflux for 7 hours 
20 with stirring and, after completion of the reaction, methanol was removed by making the inner part of the reactor 

vacuum with heating. The ETM prepared as such is mainly composed of trimer to tetramer according to a gas 
chromatographic analysis. 

(3) Synthesis of MTE. 

To a 500-ml three-necked flask were added 273 g of methyltriethoxysilane, 50 g of ethanol and 18 g of pure 
25 water followed by well stirring. Then 2 g of 61% nitric acid were added, the mixture was heated to reflux for 12 

hours with stirring and, after completion of the reaction, methanol was removed by making the inner part of the 
reactor vacuum with heating. The MTE prepared as such is mainly composed of trimer to tetramer according to a 
gas chromatographic analysis. 

30 Example 2. Preparation of Coating Solution and Manufacture of Coated Material. 

[0059] 

(1) Preparation of Coating Solution. 

35 Alkoxysilane condensates synthesized in Example 1 were used and 17 kinds of coating solutions of the in- 

vention of the present application as shown in Table 1 containing the condensate as a main component (hereinafter, 
they will be referred to as the coating solution 1 to 17, etc. by citing the number given in Table 1) were prepared. 
For comparison, 4 kinds of coating solutions as shown in Table 2 containing methyl m ethoxysilane monomer as 
a main component (hereinafter, they will be referred to as the comparative coating solution 1 to 12, etc. by citing 

40 the number given in Table 2) were prepared. 

(2) Manufacture of Coated Material. 

On June 21 , 2000 in the laboratory of the applicant company of the present application (room temperature: 
25°C; humidity: 70%), the applicant of the present application applied 29 kinds, in total, of the coating solutions 
mentioned in the above (1 ) to a fiber material whereupon coated materials were prepared. At first, plural yuzen 
45 paper sheets (Japanese paper on which a pattern is printed) were prepared as fiber materials and the said yuzen 

paper was dipped in each of the coating solutions for 30 seconds. After that, in order to prevent the deformation 
of the yuzen paper by heat, drying was started at 60°C, temperature was gradually raised up to 1 00°C in the final 
stage so that the said yuzen paper was completely dried whereupon the coated materials {yuzen paper) of the 
invention of the present application were manufactured. 

50 

Example 3. Evaluation of the Coated Materials (Yuzen Paper). 

[0060] Succeeding to Example 2, the coated materials manufactured as such were subjected to evaluation tests for 
light transmitting property, mechanical strength, water repelling property and flame retarding property as follows. In 
55 Tables 1 and 2, each of the evaluated results was checked as a whole and given by a double circle, a single circle, a 
triangle or a cross which stands for very good, good, poor or very poor, respectively. With regard to the coated materials 
manufactured by the use of the coating solution 5 of the present application of Tables 1 and 2 and by the use of a 
comparative coating solution of Japanese Patent No. 3020934, each of the evaluated results is given by a double circle 
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(better) or by a single circle (inferior) in Table 3. 

[0061 ] With degree to a horizontal firing test, a detailed result for the coated material manufactured by the use of the 
coating solution 5 of the present application is shown in Table 4. 
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Table 3 
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Table 4 



Result of Horizontal Firing Test 




Time Until Arriving at 1 00 mm 


Burning Rate (mm/mi n) 


Blank 


20 


21 


20 


215.8 


7.5 g/m 2 


38 


40 


37 


112.8 


15g/m 2 


56 


54 


50 


81.1 



(1) Evaluation of Light Transmitting Property. 

[0062] In the evaluation of the light transmitting property, coated materials were manufactured using rubbed paper 
prepared by rubbing the Japanese paper, rakusui paper prepared by dropping water drops onto the Japanese paper, 
small wood chip paper prepared by assembling small chips of wood and paperboard comprising corrugated cardboard 
in addition to the yuzen paper used in Example 2 and they were subjected to the evaluation. 
[0063] The evaluation was carried out by observing each of the manufactured coated materials by naked eye under 
illuminating with a light box from the bottom and then luster, degree of coloration, transparency, etc. were evaluated. 
The result was that the surface of the coated material manufactured from yuzen paper using a coating solution of the 
present application was translucent with luster since the coating solution itself was colorless and transparent whereby 
the color of the yuzen paper used as a material was dark and the white part in the yuzen paper was translucent with 
luster having a white color On the other hand, in the case of the comparative coating solution, since the coating solution 
itself is yellow, the white part of the yuzen paper was translucent with luster having a bit yellow color. 
[0064] In the case of a coated material manufactured from a rubbed paper using the coating solution of the present 
application, it was translucent having luster as a whole. In the case of the coated material manufactured from rakusui 
paper, the white part was also translucent with luster with a white color like the rubbed paper. In the case of the coated 
materials manufactured from small wood chip paper and from paperboard, they were also translucent as a whole, had 
increased luster and showed dark color as a whole. 

[0065] From the result of the above evaluations, it was noted that, in the coated materials manufactured by the use 
of the coating solution of the present application, translucency with luster was given and further that the color became 
dark as a whole. 

(2) Evaluation of Mechanical Strength. 

[0066] The coated material manufactured from rubbed paper for which an evaluation for a light transmitting property 
was carried out was bent by hand and it was observed by naked eye whether the coated membrane was detached 
whereby the hardness (mechanical strength) of each of the coated layer was evaluated. In the case of the coated 
material manufactured by the use of the comparative coating solution, the coated layer on the surface was detached 
in all cases when the rubbed paper was bent. On the other hand, in the case of the coated material manufactured by 
the use of the coating solution of the present application, there was no case where the surface was detached even 
when the paper was bent. 

[0067] The above result means that, in the coated layer produced by the comparative coating solution, detachment 
was resulted because of a low softness while the coated layer produced by the coating solution of the present application 
had far more softness as compared with the above showing an increase in mechanical strength as a whole. That is 
presumably because the main component (the compound of the formula 1 ) contained in the coating solution, the silane 



13 



EP 1 179 633 A1 



compound(s) added thereto (the compound(s) of the formula 2 and/or the formula 3), the catalyst, etc. were hydrolyzed 
and polycondensed on the rubbed paper and came into very fine areas of the rubbed paper during the course of 
formation of the coated layer by polymerization whereupon they were mechanically entangled by a physical bonding 
to the paper fiber, organic moieties were hydrophobically bonded each other or hydroxy! groups of cellulose which is 
5 a main component of the paper were chemically bonded with the silane compound and, as a result, the mechanical 
strength increased. Chemical reaction of hydroxyl groups of cellulose with silane compound is assumed to be as follows. 




20 (3) Evaluation of Water Repelling Property. 

[0068] Evaluation of a water repelling property was carried out in accordance with Test Method for Paper and Water 
Repellency of Paper (JIS P 8137)". First, a test piece of not shorter than 300 mm length and 200 mm width having no 
fold, wrinkle, unevenness, etc. was prepared according to JIS P 8110 (Method for Preparation of Test Paper) from a 
25 coated material manufactured from yuzen paper and then subjected to a pretreatment according to the condition men- 
tioned in JIS P 8111 (Pretreatment of the Test Paper). 

[0069] A testing apparatus as shown in Fig. 1 was used, the above test piece was placed on a test piece installing 
surface 2 of 350 mm length, 200 mm width and 45° slope which was able to smoothly and flatly fix the above test piece, 
an end of a burette 3 containing distilled water of 20 ± 1°C was made apart 10 mm from the test piece in a vertical 

30 direction and adjusted so as to make the length of the water drop which was able to flow on the said test piece 1 about 
300 mm, then one water drop was dropped from the said burette 3 and the state of the flowing was observed. The 
result was that, in the case of the coated material manufactured by the use of the coating solution of the present 
application, all water drops completely fell down and the water repellency was judged to be R10. On the other hand, 
in the case of the coated material manufactured by the use of the comparative coating solution, although the water 

35 repellency was judged to be R10, because of the drops having smaller particle sizes fell down more smoothly and, 
therefore, it was judged that the product manufactured by the use of the coating solution of the present invention was 
better. 

(4) Evaluation of Flame Retarding Property. 

40 

(a) Horizontal Firing Test. 

[0070] The coated material manufactured by the invention of the present application is used as a building material 
such as stained glass, cover and shade for desk lamp, protecting material for outer wall and wall paper, shoji paper, 

45 etc. for interior decoration. In view of the above, an evaluation was earned out whether it had a flame retarding property 
requested to building materials. In the flame retarding test, a horizontal firing test and a vertical firing test were carried 
out as follows in accordance with a UL standard [a standard regulated by the Underwriters' Laboratories organized by 
the U. S. Fire Insurance Committee concerning fire prevention, electric safety, theft prevention, etc. and an UL-listed 
label is given to a product which meets with requirements of the UL standard]. 

50 [0071] In carrying out the firing test, "7.5 g/m 2 " where 7.5 g of a coating solution were impregnated per m 2 of yuzen 
paper and "1 5 g/m 2 " where 1 5 g of a coating solution were impregnated per m 2 of yuzen paper were manufactured in 
a method as shown in the above Example 2 and they were cut in a size of 125 ± 5 mm length, 13.0 ± 0.3 mm width 
and about 0.18 mm thickness to prepare a test piece. In the meanwhile, yuzen paper which was not dipped in any of 
coating solutions was cut in the same size to prepare a "blank" test piece. Each of those test pieces was subjected to 

55 a pretreatment by allowing to stand for 48 hours at the temperature of 23 ± 2°C and the humidity of not higher than 50 
± 5%. 

[0072] Non-ventilated chamber, enclosure, hood for laboratory, device where methanol of an industrial grade (the 
lowest purity: 98%) is supplied to a burner of 1 00 ± 1 0 mm length and 9.5 ± 0.3 mm inner diameter together with a 
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regulator and a flow meter, clock device (precision: 1 second), manometer having a precision to an extent of 0.01 mm 
and ring stand having a clamp, etc. for supporting the test piece were prepared and, in a horizontal firing test (according 
to 94HB of the UL standard), lines were formed at the positions of 25 mm and 1 00 mm from the firing end of the each 
of the prepared test pieces. 

5 [0073] After that, a 20-mesh wire net in a size of 125 mm x 125 mm was placed at the predetermined height of the 
ring stand making the surface horizontal and another end of firing ends in the longitudinal direction of the test piece 
was fixed by a clamp at the height position with a predetermined interval from the upper end of the wire net. The burner 
was ignited at the position which was far from the test piece, a gas flow, etc. were adjusted so that no yellow flame 
was formed and the height of the flame became 20 ± 1 mm and the flame of the burner was applied for 30 seconds 

10 under such a condition that the flame of the burner covered the position of 6 ± 1 mm from one end of the test piece. 
[0074] When burning of the test piece arrived at the 25-mm line within 30 seconds, the burner was kept away there- 
from and, when the burning still continued, the burning time in the horizontal direction from the 25-mm line to the 
1 00-mm line of the test piece was measured for three times. 

[0075] When the flame retarding property was evaluated as above, the coated material manufactured by the use of 
is the coating solution of the present application showed better result in the horizontal firing test as compared with the 
coated material manufactured by the use of the comparative coating solution. Among the measured results, that (in 
detail) of the horizontal firing test for the coated material manufactured by the use of the coating solution 5 of the 
present application is as shown in Table 4. In the measurements of each test piece in Table 4, Time by seconds Until 
Arriving at 1 00 mm" means the time from the flame was contacted until it arrived at the 1 00-mm line (measuring time 
20 for three times from the first to the third runs) and "Burning Rate" is the rate (mm/minute) calculated from the mean 
value of the above three measuring times. Incidentally, when the flame went out until arriving at the 1 00-mm line, the 
position was calculated by means of a proportional allotment from the 1 00 mm. 

[0076] As shown in Table 4, the result of the horizontal firing test was that the "time by seconds until 1 00 mm" was 
20, 21 and 20 seconds for the "blank" test piece (the flame went out at 73 mm in that case), 38, 40 and 37 seconds 
25 for the "7.5 g/m 2 " test piece (the flame went out at 72 mm in that case) and 56, 54 and 50 seconds for the "1 5 g/m 2 " 
test piece (the flame went out at 72 mm in that case) at measurement for three times. The "burning rate" was 215.8 
mm/minute for the "blank" test piece, 112.8 mm/minute for the "7.5 g/m 2 " test piece and 81 .1 mm/minute for the "15 
g/m 2 " test piece. 

[0077] As mentioned above, the "7.5 g/m 2 " test piece needed 1 .5-fold or more time for burning to an extent of the 
30 1 00-mm position as compared with the "blank" test piece and, in the case of the "15 g/m 2 " test piece, 2-fold or more 
time was needed. Thus, the "burning rate" of the coated material manufactured by the invention of the present appli- 
cation showed such a very good evaluating result that, in the case of the "7.5 g/m 2 " test piece, the rate was not more 
than 3/5 of the "blank" test piece and, in the case of the "15 g/m 2 " test piece, the rate was not more than 2/5 of the 
"blank" test piece. 

35 

(b) Vertical Firing Test. 

[0078] In the vertical firing test (in accordance with the UL Standard 94V-0), the test pieces used in the above (a) 
were used. First, a "7.5 g/m 2 " test piece applied with a noncombustible agent and a "15 g/m 2 " test piece applied with 

40 a noncombustible agent were prepared and an upper end of each of them was fixed by a clamp of the above-mentioned 
ring stand where the longitudinal direction of the test piece was made vertical. A burner was adjusted so as to make 
the flame height 20 ± 1 mm and then placed at the position where the upper end of the flame was 10 mm below the 
center of the edge of the lower end of the test piece and the flame was applied for 1 0 seconds. After that, the burner 
was kept away at least 1 50 mm from the test piece and the first test for the afterflaming time was carried out. When 

45 the afterflame ended, the burner was placed again at the position 10 mm below the center of the edge of the lower 
end, the flame was applied for 1 0 seconds and the burner was kept away at least 1 50 mm from the test piece whereupon 
the second test for the afterflaming time was measured and, at the same time, the aftersmoking time at that time was 
measured as well. 

[0079] I n the coated material manufactured by the use of the coating solution of the present invention, the afterflaming 
so time in both the first and the second runs was not longer than 1 0 seconds, the sum of the afterflaming time for the first 
and the second runs was not longer than 50 seconds and the sum of the afterflaming time for the second run and the 
aftersmoking time was not longer than 30 seconds. Thus the better result was obtained as compared with the coated 
material manufactured by the use of the comparative coating solution. 

55 (5) Result of Evaluation. 

[0080] It is noted from Table 1 where a coated layer was formed by the compound of the formula 1 that the said 
compound is a very excel lent component for giving various properties such as light transmitting property, water repelling 
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property, mechanical strength and flame retarding property to paper which is a fiber material. It is also noted that, when 
the compound of the formula 2 or 3 is added to the coating solution in addition to the compound of the formula 1 , the 
above-mentioned various properties were further improved as compared with the coating solution containing the com- 
pound of the formula 1 only (coating solutions of the present application 4, 5, 9, 10 and 14-16). 

5 [0081 ] From the comparison of Table 1 with Table 2 and also from Table 3, it is noted that the coated material man- 
ufactured by the invention of the present invention is superior to the conventionally known coated materials. Incidentally, 
in the conventional coating solution, there is no improvement in various properties such as light transmitting property, 
water repelling property, mechanical strength and flame retarding property even when the compound of the formula 2 
or 3 is added thereto unlike the coating solution of the invention of the present application. It is further noted that the 

10 monomer of the compound of the formula 1 is unable to result in the effect which is achieved by the invention of the 
present application. 

[0082] From Table 4, it is noted that the coated materials manufactured by the invention of the present application 
have an excellent resistance to heat and an excellent flame retarding property. 

[0083] The invention of the present application is that a fiber material is coated with a condensate where, among 
is four substituents of silicon atom as shown in the formula 1 , one is substituted with a substituent R 4 which is not hydro- 
lyzable and is not participated in a polycondensation of the compounds whereupon there is manufactured a coated 
material having appropriate strength, good light transmitting property, good water repelling property and softness and, 
further resistance to abrasion and flame retarding property (resistance to heat). 

[0084] Therefore, in accordance with the invention of the present application, it is now possible, as will be apparent 
20 from the description of the Examples, to provide a coated material where the property of softness of fiber material 
available at hand such as Japanese paper, western paper and cloth is well utilized and, further, the above-mentioned 
various characteristics are given thereto. There is further advantage that such various characteristics given to those 
coated materials can be adjusted relatively easily by the persons who carry out the operation by appropriately selecting 
and adjusting, for example, the selection and the amount of the organometallic compound catalyst used as a catalyst, 
25 the selection and the amount of the compound(s) of the formula 2 and/or the formula 3 and the applying amount of the 
coating solution. 

[0085] In the invention of the present application, a coated material is manufactured by applying a coating solution. 
Therefore, unlike the conventionally used materials such as paraffin paper which have high light transmitting property 
and excellent water repelling property but have been available only by means of production in factories, there is an 
30 advantage that the material which is present at hand and available easily such as a common paper material can be 
given with strength, light transmitting property, water repelling property, flame retarding property and resistance to 
abrasion together with utilizing the softness inherent thereto. 

[0086] in addition, as compared with a rayon shoji paper or the like which has been used as a shoji paper in shoji 
houses, hotels , inns, etc. due to its toughness, the coated material manufactured by the invention of the present 

35 application has advantage that it hardly generates static electricity whereby dust is hardly attached thereto, that it has 
more water repelling property than a rayon shoji paper whereby its cleaning by wet cloth or the like is possible and 
that, even when water is absorbed therein as a result of washing, it does not detach from the adhered part. 
[0087] Thus, unlike the special shoji paper represented by a rayon shoji paper, the coated material manufactured 
from a common shoji paper according to the invention of the present application does not use chemical substances 

40 such as rayon, aery late and vinyl chloride and, therefore, an advantage that static electricity is not generated and dust 
is hardly attached can be achieved. In the conventional special shoji paper, it darkens by adsorption of the dust around 
that during the use for a long term and is to be replaced by a new one with some intervals while, in the case of the 
shojipaper according to the coated material manufactured by the invention of the present application, it does not darken 
even when used for a long term and the interval for replacement can be made significantly longer. 

45 [0088] Further, when the coated material manufactured by the invention of the present application is compared with 
that which is manufactured by the conventional sol-gel solution, there is no need of using a silane coupling agent and, 
therefore, the reaction for the formation of the coated layer does not become non-uniform whereby there is an advantage 
that the strength of the coated layer does not lower. Still further, since synthesis of the compound of the formula 1 , etc. 
is easy, there is another advantage that, as compared with the case of the use of the conventional compounded organic/ 

so inorganic materials, it is possible to provide a coated material at far lower cost. 

[0089] In a comparison with the product mentioned in the Japanese Patent No. 3020934, the coating solution of the 
invention of the present application contains neither boron ion nor halogen ion and, therefore, there is an advantage 
that neutralization of the paper is not resulted and a long-term preservation of the coating solution and the coated 
material is possible. Further, there is an additional advantage that, since the coated layer of the coated material man- 

55 ufactured by the invention of the present application is not formed only by a network of a hard siloxane bond, it has 
both certain hardness and softness and shows a high mechanical strength. Moreover, because of nonuse of boron ion 
and halogen ion in the coating solution and the manufacturing method according to the invention of the present appli- 
cation, there is a further advantage that disposal of the solution after use is easier than the case where the above ions 
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are used. 

[0090] The coated material manufactured using, for example, a colored paper as a fiber material according to the 
present invention may, for example, be used as it is or, after sticking on a common transparent glass, used as a window 
glass like stained glass or as a shade, etc. for a desk lamp resulting in a good beautify In ess. Especially when it is made 
into a shade, etc. utilizing the Japanese paper which is able to express the traditional beautifulness of paper from 
ancient times in Japan, it is possible to provide a material which has beautifulness and characteristics inherent to the 
paper itself and also shows a high water repelling property and a high water-resisti no/waterproofing property. 
[0091 ] In addition, the coated material manufactured by the invention of the present application has the above-men- 
tioned various characteristics as compared with the conventional paper and, therefore, various products using that are 
durable even for the use during a long term. For example, when a coated material is manufactured from shop paper, 
its thickness is kept not more than about 1 mm and coated layers are formed on both sides of the paper whereby it is 
possible to provide a very economical shoji paper which is tough and hard to bum, shows an excellent water repelling 
property and is able to be repeatedly used by washing if stained. Although a coated material manufactured from shoji 
paper is better than the conventional ones, it may be damaged by a shock, etc. However, unlike a simple glass, its 
fragments are not scattered and, therefore, it has a high safety and contributes to the demand for barrier-free houses 
as a result of an aging society in recent years. 

[0092] Since the coated material manufactured by the invention of the present application is covered by a very stable 
coated layer, there is an advantage that evaporation of chemical substances (which are used in constructing the houses) 
from inside which has been received public attention in recent years is little. Accordingly, when the said coated material 
is used for the product which is used in the house such as wall paper and shojipaper, it is possible to prevent or reduce 
the allergy occurring in human body. 

[0093] Further, in accordance with the manufacturing method of the invention of the present application, not only the 
degree of the various properties given to the coated layer but also the thickness of the said coated layer can be freely 
adjusted and, therefore, when it is used, for example, for a product which is used in outdoor being exposed to weather 
or for interior decoration such as wall paper, it is possible to manufacture and provide an optimum coated material by 
adjusting the type and the amount of each compound upon necessity. 

[0094] An object of the present invention is to provide a method for the manufacture of a coated material having an 
appropriate strength, a good light transmitting property and a good water repelling property by applying to fibermaterial 
ready at hand such as Japanese paper, western paper, cloth, etc. in view of a property of a fiber material such as 
softness and also to provide a coating solution used for the coated material. 

[0095] The above object can be achieved by a method for the manufacture of a coated material in which a coating 
solution of a silane type is applied to a fiber material and hardened/solidified by the action of a catalyst to give a coated 
paper to which an appropriate strength and good light transmitting property and water repelling property are given and 
also by a coating solution used therefor. 



Claims 

1. A coated material, characterized in that, a surface is formed where a coating solution of a silane type mainly 
40 comprising a compound represented by the formula 1 is applied to a fiber material and hardened/solidified by the 

action of a catalyst. 
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» (in the formula 1 , R 1t R2, R 3 and R 4 may be same or different and each is hydrogen or an alkyl group having 1-4 

carbon(s)). 



2. The coated material according to claim 1 , wherein the surface is formed where, prior to the application of the 
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coating solution, the said fiber material is dipped in alcohol and dried and ultraviolet ray is further irradiated thereto. 

3. The coated material according to claim 1 , wherein the surface is formed where a hydrolyzable organic metal com- 
pound is used as a catalyst for hardening/solidifying the said coating solution of a siiane type. 

5 

4. The coated material according to claim 3, wherein the surface is formed where one or more organometaHic com- 
pound (s) selected from a group consisting of titanium, zirconium, aluminum and tin is/are used as the said hydro- 
lyzable organometaHic compound. 

10 5. The coated material according to claim 1 , wherein the surface is formed where, in addition to the above-mentioned 
main component, a coating solution containing a compound represented by the formula 2 having three hydrolyzable 
substituents and one unhydrotyzable substituent is used as the said coating solution of a siiane type. 
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R 5 0 Si — OR 7 (2) 



(in the formula 2, R 5 , Re and Ry may be same or different and each is a monomer comprising hydrogen, an aikyt 
group or an alkenyl group; a bond of R s O, RgO and R 7 0 to Si is an oligomer comprising a siloxane bond; and R 8 
is an alkenyl group or a phenyl group which may contain an epoxy group or a glycidyl group in a molecule) 

30 6. The coated material according to claim 1 , wherein the surface is formed where, in addition to the above-mentioned 
main component, a coating solution containing a compound represented by the formula 3 having two hydrolyzable 
substituents and two unhydrolyzable substituents is used as the said coating solution of a siiane type. 
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RqO — S i — OR i l (3) 

i 

RlO 

(in the formula 3, R 9 and R^ may be same or different and each is a monomer comprising hydrogen, an alkyl 
group or an alkenyl group; a bond of R 9 0 and R^O to Si is an oligomer comprising a siloxane bond; and R 10 and 
R 12 each is an alkyl group, an alkenyl group or a phenyl group which may contain an epoxy group or a glycidyl 
group in a molecule) 

7. The coated material according to claim 1 , wherein the surface is formed where, in addition to the above-mentioned 
main component, a coating solution containing the compound represented by the formula 2 and the compound 
represented by the formula 3 is used as the said coating solution of a siiane type. 
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R 5 0 Si — OR7 (2) 

I 

ReO 

R i 2 

I 

R9O — S i — OR 1 1 {3) 

Rio 



(in the formula 2 R 5 , and Hj may be same or different and each is a monomer comprising hydrogen, an alkyl 
group or an alkenyl group; a bond of R 5 0, ReO and R7O to Si is an oligomer comprising a siloxane bond; and R 8 
is an alkyl group, an alkenyl group or a phenyl group which may contain an epoxy group or a glycidyl group in a 
molecule; and in the formula 3, R 9 and R ni may be same or different and each is a monomer comprising hydrogen, 
an alkyl group or an alkenyl group; a bond of R g O and R in O to Si is an oligomer comprising a siloxane bond; and 
R 10 and R 12 each is an alkyl group, an alkenyl group or a phenyl group which may contain an epoxy group or a 
glycidyl group in a molecule) 

A coating solution of a silane type for giving an appropriate strength and good light transmitting and water repelling 
properties to a fiber material where the said coating solution contains the main component compound represented 
by the above formula 1 and a catalyst for hardening/solidifying thereof. 
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(in the formula 1 , R 1( R 2 , R 3 and R 4 may be same or different and each is hydrogen or an alkyl group having 1-4 
carbon(s)). 

9. The coating solution according to claim 8, wherein the catalyst for hardening/solidifying the said coating solution 
of a silane type is a hydrolyzable organometallic compound. 

10. The coating solution according to claim 9, wherein the hydrolyzable organometallic compound is one or more 
organometallic compound(s) selected from a group consisting of titanium, zirconium, aluminum and tin. 
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11. The coating solution according to claim 8, wherein the coating solution of a silane type contains a compound 
represented by the formula 2 having three hydrolyzable substituents and one unhydrolyzable substituent in addition 
to the above main component. 



r 

R 5 0 — Si— OR 7 (2) 



I 

R 6 0 



(in the formula 2, R 5 , Rg and Ry may be same or different and each is a monomer comprising hydrogen, an alky I 
group or an alkenyl group; a bond of R 5 0, RqO and RyO to Si is an oligomer comprising a siloxane bond; and R 8 
20 is an alkenyl group or a phenyl group which may contain an epoxy group or a glycidyl group in a molecule) 

12. The coating solution according to claim 8, wherein the coating solution of a silane type contains a compound 
represented by the formula 3 having two hydrolyzable substituents and two unhydrolyzable substituents in addition 
to the above main component. 
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RgO S i — OR i i 



(3) 



(in the formula 3, R 9 and R^ may be same or different and each is a monomer comprising hydrogen, an alkyl 
group or an alkenyl group; a bond of R g O and R 11 0 to Si is an oligomer comprising a siloxane bond; and R 10 and 
R 12 each is an alkyl group, an alkenyl group or a phenyl group which may contain an epoxy group or a glycidyl 
40 group in a molecule) 

13. The coating solution according to claim 8, wherein the coating solution of a silane type contains the compound 
represented by the formula 2 and the compound represented by the formula 3 in addition to the above main com- 
ponent. 
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Rl 2 



RgO Si— ORi i 



(3) 



Rio 



(in the formula 2 R 5 , R$ and Ry may be same or different and each is a monomer comprising hydrogen, an alkyt 
group or an alkenyl group; a bond of R s O, RgO and RyO to Si is an oligomer comprising a siloxane bond; and R 8 
is an alkyl group, an alkenyl group or a phenyl group which may contain an epoxy group or a glycidyl group in a 
molecule; and in the formula 3, Rg and R in may be same or different and each is a monomer comprising hydrogen, 
an alkyl group or an alkenyl group; a bond of R g O and R^O to Si is an oligomer comprising a siloxane bond; and 
R 10 and R 12 each is an alkyl group, an alkenyl group or a phenyl group which may contain an epoxy group or a 
glycidyl group in a molecule) 



21 



EP 1 179 633 A1 



i g. 1 




EP1 179 633 A1 



European Patent 
Office 



EUROPEAN SEARCH REPORT 



EP 01 11 2566 



DOCUMENTS CONSIDERED TO BE RELEVANT 




Category 


Citation of document with Indication, where appropriate, 
of relevant passages 


Relevant 
todaJm 


CLASSIFICATION OF THE 
APPLICATION pnta.7) 


X 
X 


US 5 552 223 A (MIKAMI RYUZO ET AL) 
3 September 1996 (1996-09-03) 

* column 4, line 3 - line 52 * 

* claims 1,2,7,15,16 * 

EP 0 579 453 A (DOW CORNING) 
19 January 1994 (1994-01-19) 

* page 3, line 36 - page 4, line 42 * 


1-13 
1-13 


D21H19/32 

D21H17/59 

D21H17/13 

D21H19/16 

D06M11/01 

D06M 15/643 

D06M13/513 

C09D183/04 

C08L83/00 


X 


US 5 120 581 A (BRUNKEN DEAN E ET AL) 
9 June 1992 (1992-06-09) 
* claims 1,10 * 


1-13 




X 


US 5 026 813 A (MEDER MARTIN G) 
25 June 1991 (1991-06-25) 

* abstract * 

* column 3, line 20 - line 23 * 

* column 3, line 38 - column 4, line 6 * 

* example 3 * 


1-13 




X 


US 4 568 718 A (HUEBNER DAVID J ET AL) 
4 February 1986 (1986-02-04) 

* column 8, line 63 - line 68 * 

EP 0 347 154 A (PROCTER & GAMBLE) 
20 December 1989 (1989-12-20) 

* page 6 r line 39 - page 7, line 23 * 


1-13 


TECHNICAL FIELDS 
(SEARCHED (tntCL7) 


A 


1-13 


D21H 

D06M 
C09D 
C08L 


A 


US 4 046 930 A (JOHNSON GORDON CARLTON ET 
AL) 6 September 1977 (1977-09-06) 






A 


EP 0 058 493 A (T0RAY SILICONE CO) 
25 August 1982 (1982-08-25) 






The present search report has been drawn up fc» all claims 







P lac oo« 

MUNICH 



Dots of comptorton d th« searcfj 

29 June 2001 



Examirwr 

Naeslund. P 



CATEGORY OF CITED DOCUMENTS 



X : pabcufarty relevant if taken alone 

Y : pa-bcuiany relevant If oombined with anott-er 

document at the same category 
A : technological background 
O : non-written disclosure 
P : mlermecfiate document 



T : theory or principle underlying the 'nventcn 
E : eaxler patent document, but pub tahed on, <y 

after tee fling dale 
D : d'xximent dted in tee application 
L : document dted for other reasons 

& : member of tee same patent family. cwrespondlrg 
document 



23 



EP 1 179 633 A1 



ANNEX TO THE EUROPEAN SEARCH REPORT 

ON EUROPEAN PATENT APPLICATION NO. EP 01 11 2566 



This annex lists the patent family members relating to (he patent documents cited In the above-mentioned European search report. 
The members are as contained In the European Patent Office EDP file on 

The European Patent Office is In no way liable for these particulars which are merely given for the purpose of Information. 

29-06-2001 



Patent document 




Publication 




Patent family 


Publication 


dted in search report 




date 




members) 


date 


US 5552223 


A 


03-09-1996 


JP 


6145359 A 


24-05-1994 






rvr* 

DE 


69318376 D 


10-06-1998 






DE 


69318376 T 


17-12-1998 






EP 


0598263 A 


25-05-1994 


EP 0579453 


A 


19-01-1994 


US 


5225510 A 


06-07-1993 






DE 


69314396 D 


13-11-1997 






DE 


69314396 T 


16-04-1998 


US 5120581 


A 


09-06-1992 


US 


5204186 A 

■ ■■■■■■IIH1IB Illl 


20-04-1993 


US 5026813 


A 


25-06-1991 


DE 


4038615 A 


04-07-1991 






JP 


4126722 A 


27-04-1992 






US 


5102967 A 


07-04-1992 


—————— 

US 4568718 


A 


04-02-1986 


HW Bill II II II II IP -. J - 1- . 

CA 


1276352 A 


13-11-1990 






DE 


3570242 D 


22-06-1989 £ 






EP 


0169386 A 


29-01-1986 






JP 


1816850 C 


to ni 1 An A 

18-01-1994 






JP 


5028246 B 


1*5 AA 1 AAO 

23-04-1993 






JP 


61016927 A 


ia At i noc 

24-01-1986 


— — — — — — — — - 

EP 0347154 


A 


20-12-1989 


A T 

AT 


120820 T 


ib-u4-iyyb 






AT 

AT 


1 T)CCC T 


1 C Al 1 flflC 

ib-ui-iyyo 






AT 
Al 


ia/iaac T 
1U4UUD 1 


ib-u**-iyy<* 






Al 


1 2 £424 1 


tc ac inner 

±b-ub-iyyb 






At 1 

AU 


oj*»yoj t> 


11 A*3 1 00*3 






AU 


3636389 A 


21-12-1989 






AU 


613765 B 


08-08-1991 






AU 


3636489 A 


21-12-1989 






AU 


634964 B 


11-03-1993 






AU 


3636889 A 


21-12-1989 






BR 


8902848 A 


20-03-1990 






BR 


8902849 A 


25-09-1990 






BR 


8902850 A 


25-09-1990 






CA 


1328335 A 


12-04-1994 






CA 


1330382 A 


28-06-1994 






CA 


1328035 A 


29-03-1994 






DE 


68914338 D 


11-05-1994 






DE 


68914338 T 


18-08-1994 






DE 


68922024 D 


11-05-1995 






DE 


68922024 T 


28-09-1995 






DE 


68922529 D 


14-06-1995 






DE 


68922529 T 


21-09-1995 






DE 


68925309 D 


15-02-1996 






DE 


68925309 T 


23-05-1996 



£ For more details about this annex : see Official Journal of the European Patent Office, No. 12/82 



24 



EP1 179 633 A1 



ANNEX TO THE EUROPEAN SEARCH REPORT 
ON EUROPEAN PATENT APPLICATION NO. 



EP 01 11 2566 



This annex lists the patent family members relating to the patent documents cited in the above-mentioned European search report. 
The members are as contained in the European Patent Office EDP file on 

The European Patent Office Is in no way liable lor these particulars which are merely given for the purpose off information. 

29-06-2001 



Patent document 




Publication 




Patent family 




Publication 


cited in search report 




date 




member(s) 




date 


CD nOA"71 Ol 


A 


CD 

tr 




ft 

A 


on i o i non 






CD 

tr 


034/1/0 


A 


on i i lnnn 

20-12-1989 






CD 

tr 


034/1// 


A 


on i o i non 

20-12-1989 






E5 


2070174 


T 


At AC 1 A/vr 

01-06-1995 






ES 


2081303 


T 


01-03-1996 






ES 


o ac ao a o 

2050802 


T 


01-06-1994 






ES 


Of\*71 CCA 

2071658 


T 


A1 A~J 1AAE" 

01-07-1995 






GR 


3015783 


T 


31-07-1995 






GR 


3018609 


T 


30-04-1996 






GR 


3024877 


T 


OA A1 1 AAA 

30-01-1998 






JP 


2224626 


A 


06-09-1990 






JP 


2806974 


B 


30-09-1998 






JP 


2099690 


A 


11-04-1990 






JP 


2837180 


B 


1 it 1 A 1 /W^ ft 

14-12-1998 






JP 


2099691 


A 


11 A A 1 AAA 

11-04-1990 






JP 


2839556 


B 


16-12-1998 






KR 


140223 


B 


01-07-1998 






KR 


140224 


B 


Al Af 1 AAA 

01-07-1998 






KR 


209384 


B 


1 C Af 1 AAA 

15-07-1999 






MX 


170318 


B 


1 C AO 1 A AO 

16-08-1993 






MV 

MX 


167009 


B 


OO AO 1AAO 

22-02-1993 






MV 

FIX 


167010 


B 


OO ftO IrtQO 






NZ 


229549 


A 


25-02-1992 






NZ 


229550 


A 


29-01-1992 






NZ 


229551 


A 


29-01-1992 






US 


5059282 


A 


22-10-1991 


US 4046930 


A 


06-09-1977 


CA 


1065559 A 


06-11-1979 






DE 


2549657 


A 


13-05-1976 | 






FR 


2290530 


A 


04-06-1976 






GB 


1500924 A 


15-02-1978 






IT 


1049026 B 


20-01-1981 






JP 


51070307 


A 


17-06-1976 






NL 


7512970 A,B, 


10-05-1976 


EP 0058493 


A 


25-08-1982 


JP 


1312554 


C 


11-04-1986 






JP 


57133279 


A 


17-08-1982 






JP 


60036513 


B 


21-08-1985 






CA 


1188462 


A 


11-06-1985 






DE 


3263971 


D 


11-07-1985 






US 


4359545 


A 


16-11-1982 





2 

9 

Si For more details about this annex : see Official Journal ol the European Patent Off tee. No. 12/82 



25 



